As it has shown in the manuscript treatment of 26 with (S)-2-methyl-CBS-oxazaborolidine using borane dimethysulfide as reducting agent under inert atmosphere and low temperature, produced diastereoselectively 27 and 28. Scheme S1. Synthesis of 31a/31b. Reagents and conditions: (a) p-TsOH, MeOH, RT, 66%; (b) (+)−MTPA, DMAP, DCC, DCM, 0 °C-RT, 24 h, 45%.
The comparison between the chemical shifts of H-18 in 31a (δ 6.40) and 31b (δ 6.26) permit us to conclude that the isomer with the signal in the 1 H NMR spectrum of H-18, at lower field (31a) is 16R and the one at higher field (31b) is 16S, due to the shielding effect of the aromatic ring. This analysis confirmed the diastereoselectivity of the reduction of 26 that lead to compounds 27 and 28 [1] .
19,20-Epoxy-luffara-8,13Z,17(20),18-tetraen-16(R,S),21-diol (29/29b): To a solution of 20a/20b (14 mg, 0.03 mmol) in MeOH (3.5 mL) was added p-toluenesufonic acid (1 mg, 0.005 mmol). The reaction mixture was stirred for 48 h. Then, water was added and it was extracted with AcOEt. The combined organic layers were washed with water and brine, dried (Na2SO4), filtered, and concentrated in vacuo to obtain 29/29b (7 mg, 66% were added. It was cooled to 0 °C and under argon atmosphere, N,N-dicyclohexylcarbodiimide (DCC) (38 μL, 0.38mmol) was added. The mixture was reacted at 0 °C for 90 min, and then, it was allowed to warm to room temperature. The reaction mixture was stirred for 24 h. The resulting crude was filtered and water was added. Then it was extracted with AcOEt and the combined organic layers were washed with 2 M aqueous solution of HCl, 10% aqueous solution of NaHCO3 and water until neutral pH was reached, dried (Na2SO4), filtered, and concentrated in vacuo to obtain 31a/31b (6 mg, 45% (20), 18-tetraen-16R,21-diol (31a): To a solution of 29 (5 mg, 0.013 mmol) in DCM (0.45 mL), R-α-methoxy-α-trifluoromethylphenylacetic acid (7 mg, 0.03 mmol) and DMAP (1 mg, 0.005 mmol) were added. It was cooled to 0 °C and under argon atmosphere, DCC (28 μL, 0.28mmol) was added. The mixture was reacted at 0 °C for 90 min, and then, it was allowed to warm to room temperature. The reaction mixture was stirred for 24 h. The resulting crude was filtered and water was added. Then it was extracted with AcOEt and the combined organic layers were washed with 2 M aqueous solution of HCl, 10% aqueous solution of NaHCO3 and water until neutral pH was reached, dried (Na2SO4), filtered, and concentrated in vacuo to obtain 31a (9 mg, 80% 
